General Methods
Chemicals and solvents were either purchased from commercial suppliers or purified by standard techniques. Analytical thin layer chromatography (TLC) was performed using Merck 60 F254 precoated silica gel plate (0.2 mm thickness). Subsequent to elution, plates were visualized using UV radiation (254 nm) on Spectroline Model ENF-24061/F 254 nm. Flash chromatography was performed using Merck silica gel 60 with AR grade solvents. Proton nuclear magnetic resonance spectra ( 1 H NMR) were recorded on a Bruker Avance DPX 400 spectrophotometer (CDCl 3 as solvent). Chemical shifts for 1 All reagents were purchased from commercial supplier and were used without any purification.
CuI (Sigma Aldrich, 99.999% purity) was purchased from Sigma Aldrich. The O-arylated products that are all known compounds that exhibited spectroscopic data identical to those reported in the literatures except for 5d, 7b and 7d.
General procedure for O-arylation of phenol
The phenols (2.21 mmol), CuI (Sigma-Aldrich, 99.999% purity, 0.0147 mmol), TMHD (0.147 mmol), Cs 2 CO 3 (2.94 mmol), the aryl halide (1.47 mmol), and DMF (0.30 mL) were added to a reaction vial and a screw cap was fitted to it. The reaction mixture was stirred under air in a closed system at 60˚C for 24 h, then the heterogeneous mixture was cooled to RT and diluted with ethyl acetate. The resulting solution was directly filtered through a pad of Celite. The combined organic extracts washed with water twice and the combined organic extracts were dried with anhydrous Na 2 SO 4 and the solvent was removed under reduced pressure. The crude product was purified by silica-gel column chromatography to afford the O-arylated product. The identity and purity of all products was confirmed by 1 H and 13 C NMR spectroscopic analysis. 
S4

H and 13 C NMR data of O-arylated products
S6
(s, 3H). 13 
S7
(dd, J = 2.1, 8.1 Hz, 1H), 6.87-6.81 (m, 2H), 2.34 (s, 3H). 
S9
6.78-6.75 (m, 2H), 2.32 (s, 3H). 
